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Abstract: Fused filament fabrication (FFF) is a cost-effective additive manufacturing method that
makes use of thermoplastics to produce customised products. However, there are several limitations
associated with FFF that are adversely affecting its growth including variety of materials, rough
surface finish and poor mechanical properties. This has resulted in the development of metal-infused
thermoplastics that can provide better properties. Furthermore, FFF-printed parts can be subjected
to post-processes to improve their surface finish and mechanical properties. This work takes into
consideration two commonly used polymeric materials, i.e., ABS (acrylonitrile butadiene styrene)
and PLA (polylactic acid) and compares the results with two metal-infused thermoplastics i.e.,
copper-enhanced PLA and aluminium-enhanced ASA (acrylonitrile styrene acrylate). The four
different materials were subjected to a post-process called annealing to enhance their mechanical
properties. The effect of annealing on these four materials was investigated through dimensional
analysis, ultrasonic testing, tensile testing, microstructural analysis and hardness testing. The results
showed that annealing affects the materials differently. However, a correlation among ultrasonic
testing, tensile testing and microstructural analysis was observed for all the materials based on their
crystallinity. It was found that the semi-crystalline materials (i.e., PLA and copper enhanced PLA)
showed a considerable increase in tensile strength post-annealing. However, the amorphous materials
(ABS and aluminium-enhanced ASA) showed a comparatively lower increase in tensile strength,
demonstrating that they were less receptive to annealing. These results were supported by higher
transmission times and a high percentage of voids in the amorphous materials. The highest hardness
values were observed for the ASA material and the lowest for the ABS material. This work provides
a good comparison for the metal-infused thermoplastics and their applicability with the commonly
used PLA and ABS materials.
Keywords: additive manufacturing; fused deposition modelling; fused filament fabrication; PLA;
ABS; ASA; copper-enhanced PLA; metal-infused thermoplastics; annealing
1. Introduction
The production of customised products at low costs and required mechanical properties is in
demand as it leads to higher customer satisfaction and profits for manufacturers. The impact of
additive manufacturing (AM) in this context is undeniable as the key features of these methods
include customisation, design freedom and cost-effectiveness. There are seven main categories of AM;
vat photopolymerization, powder bed fusion, binder jetting, material jetting, sheet lamination, material
extrusion and directed energy deposition [1–3]. These technologies can work with different materials
(e.g., metals, polymers, ceramics) to manufacture customised products. However, most of these AM
systems are expensive and require considerable knowledge to achieve the desired results from the
products. One of the most commonly used and cost-effective methods is called fused deposition
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modelling (FDM), a trademark of Stratasys, or fused filament fabrication (FFF). This process works on
the principle of material extrusion using thermoplastics. Materials, in the form of filaments, are heated
and extruded out of a nozzle onto a build plate to manufacture a product. Different materials such
as PLA (polylactic acid), ABS (acrylonitrile butadiene styrene), ASA (acrylonitrile styrene acrylate),
PEEK (polyether ether ketone), nylon, PET (polyethylene terephthalate) and ultem can be used with
FFF. These materials can manufacture products that can be used for several engineering applications.
In addition to these materials, the manufacture of composites using FFF has also been widely researched
due to the ease of modifications in software and hardware for FFF systems [4–6]. These efforts have
resulted in the development of functional electronics [7,8] and composites with superior mechanical
properties [9,10]. This has also led to the development of metal-infused filaments for FFF that can
provide the aesthetics and a relative increase in mechanical properties compared to conventional
FFF materials. PLA and ABS are commonly used materials for experimentation by researchers to
manufacture composites via FFF [11,12]. ASA is also gradually gaining attention due to its superior
properties for composite production using FFF [13].
PLA is a biodegradable thermoplastic that is sourced from natural starches such as corn and
sugarcane. It is one of the most widely used materials for FFF systems along with ABS. It is a
semi-crystalline polymer and is used in a multitude of applications ranging from compost bags and
food packaging to disposable cups and bags. The other popular thermoplastic for FFF is ABS. This is
an amorphous polymer and is comparatively harder to print than PLA. ABS is also more suitable
for high-temperature applications (due to a glass transition temperature of 105 ◦C) compared to
PLA. ABS is prone to warping when printing large parts and discoloration after prolonged exposure
to harsh environments. This has led to the development of an ‘advanced ABS’ known as ASA.
This material matches or exceeds the mechanical properties of standard ABS and has greater heat
resistance. Moreover, ASA demonstrates exceptional UV (ultraviolet) stability and, with its matte
finish, offers excellent aesthetics for FFF thermoplastic products.
Metal-infused filaments contain a high percentage of the metal as compared to plastic. An example
is copper-enhanced PLA that is being used in this research. Due to the inclusion of metal powder,
this filament is three times denser than PLA. That is why the parts made with copper-enhanced PLA
material are relatively heavier. The main advantage of working with metal-infused filaments is that
the final product can have a metallic finish but unfortunately it requires extensive post-processing
(e.g., metal polishing, spray painting). These materials help to achieve the aesthetics of metal prints at
an affordable cost compared to commercial metal AM systems such as direct metal laser sintering and
electron beam melting. On the other hand, these materials have their own set of challenges and are
difficult to print with FFF systems as they require specialized components such as a wear-resistant
nozzle. Retractions can also be an issue resulting in print sections with blobs where the extruder starts
and stops the extrusion process. Metal filled filaments are quite heavy and that limits their bridging
performance. When the molten material is extruded across either side of the bridge, the excessive
drooping could lead to breakage before the completion of the bridge. This limits the complexity of the
products that can be printed using metal-infused filaments. FFF generally requires optimization of
process parameters and metal enhanced filaments require additional precautions that can result in
longer processing and maintenance times.
FFF-printed parts can be subjected to various post-processes to enhance mechanical properties
and surface finish. They include but are not limited to sanding, gap filling, polishing, vapor smoothing,
annealing, epoxy coating and metal plating. Annealing is a popular post-process to enhance the
mechanical strength and increase the percentage of crystallinity in FFF parts [14]. In FFF, a material is
heated to be extruded out of a nozzle and then cooled rapidly, often in an uneven manner. Uneven
cooling due to poor heat conduction of the polymer results in the shrinkage of the layers. This, in turn,
causes different tensile and compression forces to build up in the polymer structure. Annealing involves
gently reheating the material to its glass transition temperature or just above, but below its melting
temperature, holding there for a specified time and then slowly allowing it to cool. This reheating and
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extended cooling increases the amount of large crystalline structures in the polymer and redistributes
the stresses within the printed part leading to higher crystallinity, strength and stiffness [15,16].
Several researchers have analysed the effect of different annealing times and temperatures on
thermoplastic materials. Beniak et al. [17] conducted tensile and compressive testing on FDM-printed
volcano PLA. They subjected the material to the annealing temperature of 110 ◦C at 20 min and 60 min
to analyse the effect on tensile and compressive strength. The results showed increased compressive
strength and reduced elongation for the samples post-annealing. Slavkovic´ et al. [18] annealed PLA
shape memory polymer at 75 ◦C and observed increased tensile and compressive strength compared
to unannealed samples. They attributed annealing to increased crystallinity, reduced residual stress
and better inter-layer bonding. Singh et al. [19] used an annealing-based heat treatment method
to improve the surface characteristics of FDM-printed ABS parts. They showed that heating ABS
above its glass transition temperature has resulted in material re-flow leading to reduced porosity
and interlayer gaps. Furthermore, they predicted the tensile strength, flexural strength and Charpy
impact strength using the Taguchi method with errors less than 2%. Wach et al. [20] printed PLA by
FDM and annealed it over its glass transition temperature to achieve higher crystallinity as measured
by the differential scanning calorimetry and confirmed by X-ray diffraction. They also observed an
increase of 11%–17% in the flexural stress of the PLA parts due to increased crystallinity showing a
direct correlation between mechanical properties and material crystallinity. The work presented in this
paper also builds on this phenomenon of linking the degree of crystallinity with mechanical properties.
The literature clearly shows that annealing results in increased crystallinity of FDM-printed parts.
The degree of increase depends on annealing temperatures, annealing times, cooling methods (water
quenched or air cooled) and cooling times.
In addition to the positive effects of annealing on the mechanical properties of thermoplastics,
different operating parameters can also provide favorable results. Factors such as layer thickness,
raster angle, build orientation, print speed, nozzle and bed temperatures etc., can significantly alter
the properties of the parts made by FFF. Extensive research is available that highlights efforts to
optimize the process parameters. Somireddy, Singh, and Czekanski [21] investigated the influence of
the mesostructure on the overall mechanical behavior of FFF-printed parts for tensile and bending tests.
They treated the printed parts as laminates and characterized them using laminate mechanics as well as
laminate theory. They concluded that the process parameters (such as layer thickness and layup order)
significantly affect the material properties of the FFF-printed parts. Rodríguez-Panes, Claver and
Camacho [22] analysed the effect of layer height, infill density and layer orientation of PLA and ABS
samples. They showed that the effect of infill percentage was more noticeable in PLA than ABS, making
PLA highly suitable for use in additive technologies. García-Domínguez, Claver, and Camacho [23]
experimented with solid infill considering two build orientations for ABS. Their comparison with
non-solid specimens showed that the increase of strength due to the infill is not in the same proportion
to the percentage of infill. These examples show the need for optimization of process parameters
to achieve high quality products from FFF. This is why the use of experimental approaches and
predictive techniques is becoming exceedingly prevalent to characterize the mechanical properties of
FFF-printed parts [24]. Considering this discussion, this paper aims to provide a comparative account
of metal-infused thermoplastics (copper–enhanced PLA and aluminium–enhanced ASA) and their
applicability with widely used PLA and ABS materials. The focus is on the use of annealing to assess
its effect on the physical and mechanical properties of the FFF-printed samples.
2. Materials and Manufacturing Process
A low-cost desktop 3D printer called Anet® ET4 Pro (from Shenzen Anet Technology Company
Limited, Hong Kong, China) was used to produce samples according to British and international
standards. The printer had a build platform of 220 mm× 220 mm× 250 mm (X × Y × Z) and an extruder
nozzle diameter of 0.4 mm (shown in Figure 1). Four different materials were used to manufacture
samples for tensile, hardness and ultrasonic testing. All of them were purchased from 3D FilaPrint,
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Essex, UK and include 3D Filaprint PLA, FilaPrint metal copper PLA (80% metal content), 3D Filaprint
ABS, ASA extrafill aluminium (80% metal content). From here onwards, these materials will be
referred to as PLA, Cu-PLA, ABS and Al-ASA, respectively. As with any other FFF-based 3D printer,
the 3D CAD model of the part to be built was sent to a slicing software package. This work made
use of an open-source package called Ultimaker Cura 4.5.0 that began the build operation. All the
samples were printed with a layer thickness of 0.2 mm, infill of 100%, infill pattern of ‘Lines’ and print
speed of 60 mm/s. This infill pattern creates a grid-shaped infill, printing in one diagonal direction per
layer as shown in Figure 2. Other process parameters can be optimized to achieve better results, e.g.,
choosing a different infill pattern (such as grid, quarter cubic, triangles, concentric), increasing the
thickness of the top as well as bottom layers, layer thickness, raster angle and build orientation [25,26].
Optimization of 3D printing parameters is a complex process; therefore, the build process was kept
simple to ensure consistent results promptly. For statistical accuracy, a total of five samples were tested
for each of the different materials.J. Manuf. Mater. Process. 2020, 4, x FOR PEER REVIEW 5 of 21 
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After building the parts for testing, they were subjected to a post-process called annealing.
The samples were placed in a laboratory convection oven from CONTROLS Group (Milano, Italy)
at a specified temperature for one hour. After the time had elapsed, the oven was turned off and
the samples were cooled inside for two hours. The oven was not opened during this time, to allow
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for the gradual cooling of the samples. A convective oven circulates heated air around an object,
providing a 360◦ heat source that produces more uniform results compared to gas-fired or electric ovens.
The temperatures chosen for the different materials were based on their glass transition temperatures
and three different values were used for analysis. Table 1 shows the parameters used for the build
operation and the annealing process. It is to be noted that different nozzles and bed temperatures can
affect the properties of the materials. Therefore, values recommended by the material datasheets have
been used in this work.
Table 1. Parameters for fused filament fabrication (FFF) build and annealing.
# Material NozzleTemperature (◦C)
Bed Temperature
(◦C)
Glass Transition
Temperature (◦C)
Annealing
Temperatures (◦C)
1 3D Filaprint PLA 210 60 60–65 70, 80, 90
2 FilaPrint metal copper PLA 200 60 60–65 70, 80, 90
3 3D Filaprint ABS 240 95 105 105, 115, 125
4 ASA extrafill aluminium 250 100 100 70, 80, 90, 105, 115 *
* The reason for using five different annealing temperatures here is to show consistency with choosing the annealing
temperatures with regards to the glass transition temperature. The results of 105 and 115 ◦C showed significant
deformation of the samples and have been discussed in Section 4.1.
3. Experimental Methodology
3.1. Dimensional Analysis
FFF-printed samples are prone to warping [27] due to the nature of the process and are also affected
by the dimensional precision of the printing system (Anet ET4 has a precision of ±0.1 mm). Annealing
could also lead to shrinkage and expansion [28] in any of the three axes (X, Y, and Z). Therefore, it is
crucial to compare the dimensions of the FFF-printed sample before and after annealing. A Vernier
calliper was used to measure the dimensions of the samples. Keeping in mind that the samples will be
subjected to tensile testing afterward, they were manufactured according to BS EN ISO 527-2:2012 [29].
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3.2. Ultrasonic Testing
After dimensional analysis, the dog-bone samples were also subjected to ultrasonic testing before
and after annealing. This is a non-destructive test (NDT) that makes use of high-frequency so nd waves
to detect fla s and def s in products as well as take measurements, .g., thickness. Since annealing
is used to reli ve internal str sses, this test will help to quantify that reduction. Proceq PUNDIT®
PL-200 was used for the test that comprises two transducers (54 kHz) as shown in Figure 4. The use of
couplant gel is recommended as it helps in facilitating the transmission of ultrasonic waves from the
traducers into the test piece. Reflection and attenuation are the two methods of receiving the ultrasonic
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waveform. The former method makes use of only one transducer whereas the latter requires two
transducers. This work used two transducers with one sending the signal through the test piece and
the other receiving the signal, thus following the attenuation method. The transmission time (µs) was
measured for all the different materials as shown in Figure 3. The dog-bone samples before and after
annealing were subjected to ultrasonic testing at three points along their length to ascertain an average
value of transmission time.
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3.3. Tensile Testing
The samples for tensile testing were produced in accordance with BS EN ISO 527-2:2012 [29].
The dimensions of the samples are shown in Section 3.1 (Figure 3). All the samples were of the
same geometry and this helped in ensuring consistency of testing practices. The tensile testing was
carried out using a Hounsfield 200 Series Universal Tensile Testing Machine with a load cell of 5 kN.
The crosshead speed was 1.5 mm/s according to the standard.
3.4. Microstructural Analysis
After und taking t nsile testing on all the four different type f materials, their fractured surfaces
were analysed using a JCM-5000 NeoScope™ (JEOL, Boston, MA, USA) tabl top scanning lectron
microscope (SEM). This analysis was conducted to investigate the fracture mechanism, stress relief
(as a result of annealing) and interaction of metal particles with the plastic materials in case of Cu-PLA
and Al-ASA. The fractured surfaces were carefully cut to size to fit atop the platform of the SEM.
No surface treatment was applied to avoid contamination of the fractured surfaces.
3.5. Hardness Testing
There are three categories of hardness measurements, i.e., scratch, indentation and rebound.
Each category comprises i dividual scales for measurements. This work makes use of in entation
hardness to test FFF samples. Indentation a dness measure the re istance of a sample to material
deformation due to a constant compre sion lo d from a sharp object. Common indentation
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hardness scales are Rockwell, Vickers, Brinell and Shore, amongst others. In this case, the Rockwell
hardness scale L was utilized. The preparation of samples and testing procedures were based on
BS EN ISO 2039-2: 2000 [30]. This test focus on determining the hardness number and whether the
process of annealing has made the samples harder. The parts were 40 mm in length, 40 mm in width
with 6 mm thickness. An Avery type 6402 Rockwell hardness testing machine was utilized for the
samples. According to Rockwell hardness scale L, the indenter diameter was 6.35 mm. The minor
load was 98.07 N and its dwell time was 8s, whereas the major load was 588.4 N with a dwell time of
15 s. The indentation was measured using a hand-held gauge. Each Rockwell hardness scale division
represents a 0.002 mm vertical movement of the indenter. The Rockwell hardness number is derived
from the following equation:
HR = 130 − e (1)
where,
HR = Rockwell number
e = depth of impression after removal of the major load, in units of 0.002 mm.
4. Experimental Results and Discussions
4.1. Results from Dimensional Analysis
Dimensional changes in FFF-printed samples before and after annealing is a common
phenomenon [31] due to the nature of this post-process. In FFF, thermoplastics are extruded out of a
nozzle at their melting temperatures and are then cooled rapidly to form the desired shape. Being a
poor conductor of heat, the extruded parts are cooled unevenly leading to internal stresses especially
between layers. To relieve these stresses, annealing can be performed by heating the materials to
their glass transition temperatures, but below their melting points. This will reorganize the internal
crystalline structure and cause bigger grains to form, which will result in much stronger objects that
are less prone to layer separation. In doing so, the dimensions could also be affected in any of the three
axes (x, y, and z) through shrinkage or expansion. This is due to how the FFF-printed samples cool
and how the tensions, stresses, and air bubbles get locked between the layers. Figures 5–7 show the
average values along x, y and z axes for the four materials.
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s evident from the dimensional changes, the materials were affected by the annealing conditions
but to varying degrees. At 90 ◦C, PLA shrank by a maximum of 5.6% along the x-axis and 7% along
the y-axis. On the other hand, it expanded by 5% at the same temperature along the z-axis. Cu-PLA
was not affected significantly in the x and y axes, showing shrinkage of 1.3% and 0.9%, respectively,
at 90 ◦C. However, its thickness was reduced by 8% at 90 ◦C, showing that annealing does not affect the
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dimensional tolerances of this material significantly. Like Cu-PLA, ABS also experienced minimum
shrinkage along the x (2%) and y (0.9%) axes at 125 ◦C but it expanded by 4.25%. Al-ASA performed
well until 90 ◦C with shrinkage of only 0.6% and 1% along x and y axes respectively but deformed
significantly as it was heated at higher temperatures (105 ◦C) as shown in Figure 8. This is the reason
why the Al-ASA samples (annealed at 105 and 115 ◦C) were not subjected to tensile testing and should
not be annealed at temperatures higher than 90 ◦C. This is a good estimation and can be used for
future testing without adversely affecting the dimensional tolerances of FFF-printed Al-ASA products.
Considering that 90 ◦C is a usable annealing temperature for Al-ASA material, it expanded by 2.5%
along the z-axis. Al-ASA is considered to have high heat resistance and that is shown by the extremely
small shrinkage/expansion values at 90 ◦C compared to other materials. However, higher temperatures
can result in significant deformation that can render a product useless. The reason for such high
shrinkage can be attributed to residual micro-stresses that arise from the inhomogeneity of properties
in the microstructure. A common source of micro-stresses is the difference in the coefficients of
thermal expansion in multiphase materials. Al-ASA is a combination of aluminium powder and ASA
plastic, therefore, it is expected to develop stresses at elevated temperatures between the matrix and
reinforcement as they contract at different rates. It is to be noted that different materials from different
suppliers could result in varying percentages of shrinkage/expansion along the three axes. These values
can be compensated in the original CAD design phase to ensure that the required dimensions are
achieved after annealing.
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transducer through the test piece and to the second transducer was measured and the results for the
different materials are shown in Figure 9.J. Manuf. Mater. Process. 2020, 4, x FOR PEER REVIEW 11 of 21 
 
Figure 9. Results from ultrasonic testing: (a) PLA material; (b) Cu-PLA material; (c) ABS material; (d) 
Al-ASA material. 
As evident from the UT results, the time taken for sound waves to travel in each material type 
differs. PLA is a semi-crystalline material and has resulted in an average transmission time of 2.2 μs. 
These results are consistent with our previous work [36]. However, a significant reduction was 
observed at 70 °C annealing time with 2.06 μs indicating that the crystallinity of PLA has increased 
[14], internal stresses and air gaps/voids (as discussed in Section 4.4) have been reduced [15] resulting 
in faster transmission time. This time went up for 80 and 90 °C (2.16 μs for both) but was still lower 
than the control PLA sample values. This indicates that annealing of PLA can enhance its crystallinity 
and reduce its internal stresses significantly [18,20]. Therefore, it is a useful post-process for the PLA 
material [37,38]. Cu-PLA material followed a similar trend to PLA with the 70 °C samples showing 
slightly lower average values (3.36 μs) compared to control samples (3.43 μs). These values continued 
to fluctuate with increasing temperatures but stayed lower than the control samples. This shows that 
the crystallinity of Cu-PLA samples is affected by annealing but not to a large extent. Since Cu-PLA 
is about 80% copper, it was expected that the sound waves would travel much faster but that was not 
the case. It can be attributed to the way PLA and copper particles are mixed together to form the 
filaments. 
With the amorphous materials (ABS and Al-ASA), the results of UT were more like Cu-PLA than 
PLA. For ABS, the lowest transmission time was observed for the sample annealed at 115 °C (2.16 μs) 
compared to the control sample (2.23 μs) and then returned to the same values at 125 °C. This shows 
that annealing can help fill interlayer gaps and porosity for ABS samples but not to a large extent 
. Results from ultrasonic testing: (a) PLA material; (b) Cu-PLA material; (c) ABS material;
(d) l- SA material.
i t f t lt , t ti t f t t l i t i l t
iff . i i- t lli t i l lt i r tr s is i ti f . µ .
results are consistent with our previous work [36]. However, a significant reduction was observed
at 70 ◦C annealing time with 2.06 µs indicating that the crystallinity of PLA has increased [14], internal
stresses a d ai gaps/voids (as discussed in Section 4.4) have been reduc d [15] resulting in faster
transmissio time. This time went up for 80 and 90 ◦C (2.16 µs for both) u was still lower than
t e control PLA sample values. This indicates that nnealing of PLA can enhance its t lli it
i i l i ifi l , . , i i l
t i l [ , ]. - t i l f ll i il t t it t ◦ l i
li l l l . µ l l . µ . l i
fl i i i l l l . i
lli it f u-PLA samples is affected by an ealing but not to a large xtent. Since Cu-PLA is
about 80% copper, it was expect d that the sound waves would travel much faster but that was not the
case. It can be attribu ed to the way PLA and copper particles e mixed together form the fila ents.
J. Manuf. Mater. Process. 2020, 4, 38 11 of 20
With the amorphous materials (ABS and Al-ASA), the results of UT were more like Cu-PLA than
PLA. For ABS, the lowest transmission time was observed for the sample annealed at 115 ◦C (2.16 µs)
compared to the control sample (2.23 µs) and then returned to the same values at 125 ◦C. This shows
that annealing can help fill interlayer gaps and porosity for ABS samples but not to a large extent [19,39].
Al-ASA also shows a similar pattern to ABS, but the lowest value was obtained for the sample annealed
at 70 ◦C (2.13 µs) compared to the control sample (2.33 µs) and then the values increased again at 90 ◦C
(2.33 µs). The only positive thing here is that the reduction in transmission time is about 9.3%, which
shows the effect of annealing in reducing air gaps/voids within the Al-ASA sample at 70 ◦C but not
at other values. Al-ASA is a unique material as it can be annealed at lower temperatures compared
to ABS. One downside of this material is its high operating temperatures (as shown in Table 1) as
most low-cost FFF systems would not be able to properly print at such high temperatures. Overall,
in terms of crystallinity and differences in transmission times, annealed PLA and Cu-PLA samples
showed lower values compared to the control samples whereas the values for annealed ABS and
Al-ASA fluctuated with some lower and equivalent values compared to control samples.
4.3. Results from Tensile Testing
Force vs. displacement curves for all the four materials are shown in Figure 10. It is to be noted
that only the samples with the maximum load values have been plotted here. The fractured samples
for all the four materials are shown in Figure 11. These samples were used for microscopic analysis in
Section 4.3. Average load values with error bars for all the tested samples are shown in Figure 12 to
ascertain the difference in test results. An increase in tensile strength of PLA material upon annealing
is a widely reported phenomenon [14,17,18,20] and the same has happened here with the average
fracture loads increasing with higher annealing temperatures. As shown in Section 4.2 for UT, lower
transmission times were observed for annealed samples compared to the control PLA due to the
annealed samples becoming more crystalline [15]. This has been supported by a significant increase in
tensile strength as shown in Figure 12a. A similar trend of increase in tensile strength with increasing
annealing temperatures was observed for Cu-PLA samples as well. The samples annealed at 90 ◦C
show an increase of 21% in fracture load values as shown in Figure 12b. These are the same samples
that showed lower transmission times before the tensile test and after annealing. The comparison
between PLA and Cu-PLA also shows that the latter is inferior in terms of tensile strength compared to
the former. Even though it has shown a substantial increase in load values after annealing, it is still
incapable of competing with PLA in terms of strength. This is due to the inhomogeneity and the lack of
cohesion between the metal and plastic particles at the microscopic level compared to the homogeneous
structure of PLA. Regardless of the difference in the strength of the materials, these results demonstrate
that UT is a viable option to ascertain the degree of crystallinity for semi-crystalline polymers.
On the other hand, ABS showed an increase of 3.3%, 6.75% and 2.8% at annealing temperatures of
105, 115 and 125 ◦C, respectively. This can also be supported by the UT, where the lowest transmission
times were observed for the sample annealed at 115 ◦C, the ones showing the maximum increase in
fracture load values in Figure 12c. Al-ASA shows an increase of 5.2%, 5.5% and 3% at temperatures of
70, 80 and 90 ◦C, respectively (Figure 12d). These results can also be supported by the UT but to a
lesser extent compared to ABS. These results also show that UT can be used to assess the crystallinity
of amorphous plastics. However, the results indicate quite a low increase in fracture load values after
annealing, showing that ABS and ASA materials are not very receptive to annealing. Annealing is
a complex process to begin with and requires a balance between time and temperature to achieve
optimised results. In this context, a strong reason is needed to anneal these materials knowing the
result would be a limited increase in mechanical properties.
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These voids can be seen clearly in Figures 13–16. Voids represent empty areas with no connection and a
higher percentage of voids could significantly degrade the mechanical properties [41]. PLA is a brittle
material and its SEM micrographs at ×100 magnification are shown in Figure 13. Un-annealed PLA has
some gaps due to the nature of the FFF process [42] as seen in Figure 13a, but these gaps reduce in 70 ◦C
annealed samples, as shown in Figure 13b. These voids are still present at 80 (Figure 13c) and 90 ◦C
(Figure 13d) annealed samples. However, they are very few and this is the reason for higher fracture
load values (as discussed in Section 4.3) at elevated annealing temperatures for PLA. Furthermore,
the low percentage of air gaps and voids is also the reason for the lower transmission times recorded for
annealed samples compared to the control PLA (as discussed in Section 4.2). These results indicate a
strong correlation among ultrasonic testing, tensile testing and microstructural analysis post-annealing
for PLA materials manufactured by FFF.
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Cu-PLA shows the clear presence of Cu particles in Figure 14a. At 70 ◦C, the distance among these
particles has reduced and they have clustered together showing some voids in Figure 14b. With the
increase in annealing temperature, these particles have amalgamated to a large extent and more voids
have become visible (Figure 14c,d). This amalgamation is the reason for the higher fracture load values
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and lower transmission times of annealed Cu-PLA samples compared to the unannealed ones. It is to
be noted that the amalgamation should be controlled for better results. Both semi-crystalline materials,
i.e., PLA and Cu-PLA, have shown consistent characteristics for all the experimental testing conducted
in this work.
Figure 15 shows the SEM micrographs for the ABS material. It can be observed in Figure 15a
that the weld joints of untreated ABS sample have uneven waviness. This may be due to the uneven
cooling of the material that resulted in poor surface characteristics [19]. The unevenness has reduced
slightly in Figure 15b, but at the same time, the voids can be seen along a straight line in the sample
as a result of the material being pulled during tensile testing. Figure 15c shows the smoothest weld
joint characteristics at 115 ◦C; the temperature at which the maximum fracture load values and lowest
transmission times were observed during tensile and ultrasonic testing, respectively. The pulled layers
also became apparent in Figure 15d at 125 ◦C, showing a reduction in fracture load values and increased
transmission times. The microstructural analysis of ABS has supported the results obtained through
ultrasonic and tensile testing.
As highlighted in Section 4.1, Al-ASA suffered significant deformation due to annealing at 105 ◦C.
This material is heat resistant up to 93 ◦C and therefore should not be subjected to higher operating
temperatures. In terms of the micrographs, the voids are quite visible in Figure 16. The sample annealed
at 70 ◦C showed the maximum fracture load values and the lowest transmission times. Upon analysing
Figure 16b and comparing it to Figure 16c,d, the size of the voids is smaller. However, the size of
the voids continues to grow with elevated annealing temperatures. The sample annealed at 90 ◦C
shows the largest voids and this is also the sample with the lowest fracture load values of all the
annealed samples.
4.5. Results from Hardness Testing
Hardness measurements quantify the resistance of a material to plastic deformation and indentation
hardness tests are used to determine material hardness. There are two main categories for indentation
hardness tests, i.e., micro-indentation and macro-indentation tests. Micro-indentation tests typically
have forces less than 2 N. The results obtained in this work are based on macro-indentation as the
applied minor and major loads were 98.07 N and 588.4 N respectively. As with any testing procedure,
there are sources of errors that should be mitigated. These errors include but are not limited to poor
technique, poor calibration of the equipment and the strain hardening effect of the process. Annealing
can reduce surface roughness that can lead to higher hardness values [43,44]. It is to be noted that FFF
parameters can also play a major role in determining the indentation hardness, e.g., infill percentage,
infill pattern and number of shells. An average of five values was taken from each sample that was
equidistant from each other as shown in Figure 17, and the results of Rockwell hardness scale L are
shown in Figure 18.
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5. Conclusions
In this study, two categories of polymers were investigated, i.e., semi-crystalline and amorphous.
Commonly available FFF materials in PLA and ABS along with metal-infused materials in copper
enhanced PLA and aluminium enhanced ASA were subjected to experimental testing to analyse the
effect of annealing. The following conclusions were drawn from this study:
1. Annealing can adversely affect the dimensional tolerances of FFF-printed parts. Therefore, it is
crucial to take the relevant shrinkage/expansion into consideration when designing parts to be
printed by FFF and subjected to annealing afterward.
2. Ultrasonic testing was used to assess the crystallinity of the annealed and unannealed samples.
This NDT was able to accurately show lower transmission times of sound waves for samples
annealed at higher temperatures compared to the unannealed ones.
3. Tensile testing showed positive results on the semi-crystalline materials (PLA and Cu-PLA).
However, the results for the amorphous materials (ABS and Al-ASA) were not comparable with
the semi-crystalline materials. Therefore, a strong case should be made to anneal ABS and Al-ASA
material for a small increment in tensile strength.
4. The microstructural analysis supported the results obtained through ultrasonic and tensile testing.
It showed a high percentage of voids for samples with high transmission times and lower fracture
load values.
5. Testing the materials for Rockwell hardness (scale L) showed that Al-ASA has the highest hardness
value (50.2 HRL), PLA is second (48 HRL), Cu-PLA (41.2 HRL) is third and ABS (39.1 HRL) has
the lowest hardness values. The maximum values for all the materials were obtained at the
highest annealing temperatures specified in this work.
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